1 H NMR (400 MHz or 300 MHz) and 13 C NMR (100 MHz) spectra were recorded with JEOL JNM-ECX 400 and 300 spectrometers at ambient temperature by using tetramethylsilane as an internal standard. The high-resolution MS were measured by a JEOL JMS-700 MStation spectrometer and a BRUKER Autoflex II MALDI TOF MS. The high-resolution atmosphere pressure chemical ionization (APCI) MS were performed on a BRUKER DALTONICS micrOTOF using positive and negative ion modes. X ray crystallographic data were recorded at 100 K on a Rigaku R-AXIS RAPID/S using Mo-Kα radiation. The diffraction data were processed with Crystal Structure of the Rigaku program, solved with the SIR-97 program and refined with the SHELX-97 program. [S1] UV/Vis absorption spectra were measured with a JASCO UV/Vis/NIR spectrophotometer V-570. CV measurements were conducted in a solution of 0.1 M TBAPF 6 in dry dichloromethane with a scan rate of 100 mV/s at room temperature in an argon-filled cell. A glassy carbon electrode and a Pt wire were used as a working and a counter electrode,
respectively. An Ag/Ag + electrode was used as reference electrodes, which were normalized with the half-wave potential of ferrocene/ferrocenium + (Fc/Fc + ) redox couple.
TLC and gravity column chromatography were performed on Art. 5554 (Merck KGaA) plates and silica gel 60N (Kanto Chemical), respectively. All other solvents and chemicals were reagent-grade quality, obtained commercially, and used without further purification. For spectral measurements, spectral-grade chloroform was purchased from Nacalai Tesque. 34, 148.70, 134.82, 132.75, 130.83, 129.71, 129.46, 127.89, 127.03, 126.21, 126.18, 122.45, 113.76, 106.72, 20.81, and 15.99 and KOAc (3.6 g, 36.7 mmol) in 1,4-dioxane (10 ml) was degassed by three freeze-pump-thaw
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(150 mg, 0.18 mmol) was added to the solution through counter flow argon, the mixture was heated at 85 ºC for 14 h. The reaction mixture was poured to water and extracted with CH 2 Cl 2 .
The organic phase was dried over Na 2 SO 4 and the solvent was removed under reduced pressure. The solid residue was purified by chromatography on silica gel (CH 2 Cl 2 /hexane = 1:3), which gave 9 (1.4 g, 3.61 mmol, 61%) as a white solid. 148.78, 138.54, 136.65, 134.60, 130.92, 129.61, 128.31, 127.01, 125.07, 124.82, 122.04, 105.44, 83. solution (20 ml) and THF (30 ml) was degassed by three freeze-pump-thaw cycles. Compound 5 (300 mg, 0.42 mmol), 6 (630 mg, 1.84 mmol), and Buchwald catalyst [S2] (see scheme 2) (70 mg, 20 mol%) were added to the solution through counter flowed by argon, the mixture was heated at 60°C for 8 h. After cooled to room temperature, the reaction mixture was poured into water and extracted with CH 2 Cl 2 . The organic layer was dried over Na 2 SO 4 and the solvent was removed under reduced pressure. The solid residue was purified by chromatography on silica gel (CH 2 Cl 2 /hexane = 1:2). Recrystallization from CHCl 3 /hexane gave 1 (169 mg, 0.14 mmol, 32%) 148.85, 135.36, 134.53, 133.98, 130.96, 129.78, 129.68, 129.61, 128.56, 128.40, 126.53, 125.70, 125.11, 124.77, 124.75, 122.24, 120.20, 105.65, 20.84 solution (30 ml) and THF (30 ml) was degassed by three freeze-pump-thaw cycles. Compound 8 (100 mg, 0.15 mmol), 9 (700 mg, 1.80 mmol), and Buchwald catalyst (100 mg, 0.13 mmol) was added to the solution through counter flowed by argon, the mixture was heated at 60°C for 10 h.
After cooled to room temperature, the reaction mixture was poured into water and extracted with CH 2 Cl 2 . The organic layer was dried over Na 2 SO 4 and the solvent was removed under reduced pressure. The solid residue was purified by chromatography on silica gel (CH 2 Cl 2 /hexane = 1:3), followed by recycling GPC. Recrystallization from CHCl 3 /hexane gave S5 Figure S1 . 1 H NMR spectrum of 5 in CDCl 3 at room temperature. Table S1 . Crystal data and structure refinement for 5.
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X-Ray Crystal Structures
Empirical formula C40H54B4O8
Formula weight 706.07 scaled to 50% probability. Table S2 . Crystal data and structure refinement for 1.
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Empirical formula C120H106O4
Formula weight 1612.05 scaled to 50% probability. *The contributions to the scattering arising from the presence of the disordered solvents in the crystals were removed by use of the utility SQUEEZE in the PLATON software package.
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Figure S21. X-ray crystal structure of 2. Thermal ellipsoids were scaled to 20% probability. Table S4 . Crystal data and structure refinement for 3
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Empirical formula C92H74O4
Formula weight 1243.51 *The contributions to the scattering arising from the presence of the disordered solvents in the crystals were removed by use of the utility SQUEEZE in the PLATON software package.
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Figure S22. X-ray crystal structure of 3. Thermal ellipsoids were scaled to 50% probability. Figure S23 . Crystal packing view of 1. For clarity, pyrene units are shown as a space-filling model, and hydrogen atoms and solvent molecules are omitted.
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